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HIGHLIGHTS 


►  Hierarchical  urchin-like  Co304  hollow  spheres  are  successfully  synthesized. 

►  A  plausible  mechanism  for  the  formation  of  urchin  structures  is  proposed. 

►  Such  C03O4  exhibits  excellent  high-rate  capability  and  cycling  stability. 
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Hierarchical  urchin-like  hollow  spheres  (5—8  pm  in  diameter)  assembled  by  one-dimensional  nanowires 
consisting  of  many  interconnected  C03O4  nanoparticles  (10-50  nm)  are  successfully  synthesized. 
Co(C03)o.5(OH)  0.11H20  precursors  are  firstly  prepared  by  a  hydrothermal  process.  The  morphological 
evolution  process  of  Co(C03)o.5(OH) -0.11^0  hollow  urchin  precursors  is  investigated  and  a  plausible 
mechanism  is  proposed.  Then,  the  Co(C03)o.5(OH) -0.11^0  are  converted  to  C03O4  through  heat  treat¬ 
ment  in  air.  As  an  anode  material  for  lithium  ion  batteries,  urchin-like  C03O4  hollow  spheres  exhibit 
highly  reversible  specific  capacities,  good  cycling  stabilities  and  excellent  rate  capabilities  (e.g., 
433  mAh  g-1  at  10  C).  The  superior  performances  result  from  the  synergetic  effect  of  integral  urchin-like 
microstructure,  small  diffusion  lengths  in  the  nanoparticle  building  blocks  and  sufficient  void  space  to 
buffer  the  volume  expansion. 

©  2012  Elsevier  B.V.  All  rights  reserved. 


1.  Introduction 

Cobalt  oxide,  C03O4,  an  important  magnetic  p-type  semi¬ 
conductor,  has  attracted  great  attention  for  their  potential  appli¬ 
cations  in  lithium-ion  batteries  (LIBs)  [1-4],  supercapacitors  [5-8], 
gas  sensing  [3,9],  catalysis  [10-12]  and  electrochromic  devices  [13]. 
Owing  to  its  high  theoretical  capacity  of  ~890  mAh  g-1  that  is 
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about  two  times  larger  than  that  of  the  currently  used  graphite, 
C03O4  is  considered  to  be  an  attractive  anode  material  for  next- 
generation  LIBs.  Nevertheless,  the  practical  use  of  this  material  is 
still  hindered  by  the  rapid  capacity  fading  upon  extended  cycling 
and/or  poor  rate  capability  due  to  the  large  volume  change  during 
repeated  lithium  uptake  and  removal  reactions  and  its  low  elec¬ 
tronic  conductivity.  To  alleviate  these  problems,  one  effective 
strategy  is  to  prepare  nanometer-sized  materials  with  designed 
hierarchical  structures  [1,14-18].  It  is  mainly  due  to  that  such 
structures  offer  both  advantages  of  nanostructured  building  blocks 
and  micro-  or  submicrometer-sized  structures.  The  nanoscale 
building  blocks  can  provide  large  interfacial  contact  area  and  short 
Li+  transport  distance,  leading  to  better  rate  capabilities  [19-28]. 
The  void  space  in  the  hierarchical  nanostructures  can  buffer  the 
huge  volume  changes  during  the  lithium  insertion/extraction 
process  and  alleviate  the  pulverization  of  the  electrode  material, 
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which  is  beneficial  for  improving  the  cycling  stability  [29].  More¬ 
over,  the  cavities  in  the  hierarchical  nanostructures  may  offer  extra 
space  for  the  lithium  storage,  which  results  in  enhanced  specific 
capacities  of  the  battery  [30].  Up  to  now,  although  various 
morphologies  of  C03O4,  such  as  nanoparticles  [31],  nanorods /- 
wires/-tubes  [3,32-34],  nanosheets/-discs/-platelets,  nanocubes 
and  hierarchical  nanoflowers  or  more  complex  structures  [5,35- 
41]  have  been  synthesized,  controlling  the  assembly  of  low¬ 
dimensional  C03O4  building  units  into  hollow  structures  is  still 
a  challenge. 

Herein,  hierarchical  urchin-like  C03O4  hollow  spheres  are  ob¬ 
tained  by  a  simple  and  environmentally  friendly  approach. 
Co(CO3)0.5(OH)-  0.11  H2O  hollow  urchin  structures  were  prepared  by 
a  hydrothermal  process.  We  propose  a  formation  mechanism  for 
Co(C03)o.5(OH)  0.11H20  hollow  structures  based  on  the  Ostwald 
ripening  processes.  These  Co(C03)o.5(OH) -0.11^0  are  converted  to 
C03O4  urchin  structures  through  a  heat  treatment.  As  an  anode 
material  for  LIBs,  the  C03O4  hollow  urchins  can  deliver  high  specific 
capacities  with  stable  cycling  performance,  especially  at  high  C 
rates  (e.g.,  433  mAh  g-1  at  10  C). 

2.  Experimental 

2.1.  Synthesis  of  urchin-like  C03O4  hollow  spheres 

In  a  typical  synthesis,  1  mmol  of  Co(N03)2-6H20,  3  mmol  of 
NH4F,  and  5  mmol  of  CO(NH2)2  were  dissolved  in  35  mL  of  deion¬ 
ized  water  under  vigorous  stirring.  The  resultant  homogeneous 
solution  was  then  transferred  to  a  Teflon  lined  stainless-steel 
autoclave  (capacity  of  50  mL).  The  autoclave  was  sealed  and 
maintained  at  120  °C  for  5  h.  After  hydrothermal  reaction,  the 
autoclave  was  cooled  to  ambient  temperature  naturally,  and  pink 
products  were  collected  by  centrifugation  follow  by  repeated 
washing  with  water  and  ethanol  and  then  dried  at  70  °C.  Finally,  the 
as-prepared  precursors  were  calcined  in  air  at  400  °C  for  2  h  with 
a  heating  rate  of  5  °C  min-1. 

2.2.  Materials  characterization 

X-ray  powder  diffraction  (XRD)  patterns  were  recorded  on 
a  Bruker  AXS  D8  advance  X-ray  diffractometer  using  Cu  Ka  radia¬ 
tion.  The  morphology  was  investigated  by  using  a  field-emission 
scanning  electron  microscopy  (FESEM)  system  (JEOL,  Model  JSM- 
7600F),  and  the  nanostructure  was  characterized  by  using  a  trans¬ 
mission  electron  microscopy  (TEM)  system  (JEOL,  Model  JEM-2010) 
operating  at  200  kV. 

2.3.  Electrochemical  measurements 

The  coin-type  cells  were  assembled  in  an  argon-filled  glove-box, 
where  both  moisture  and  oxygen  levels  were  less  than  1  ppm.  The 
working  electrodes  were  fabricated  by  mixing  of  C03O4,  multi- 
walled  carbon  nanotubes  and  poly(vinyldifluoride)  (PVDF)  at 
a  weight  ratio  of  70:20:10  in  N-methylpyrrolidone  (NMP)  solvent 
and  then  pasting  on  the  copper  foils.  The  lithium  foils  were  used  as 
counter/reference  electrodes  and  the  electrolyte  was  a  solution  of 
1  M  LiPF6  in  ethylene  carbonate  (EC)/dimethyl  carbonate  (DMC)  (1/ 
1,  w/w).  The  cells  were  tested  on  a  NEWARE  multi-channel  battery 
test  system  with  galvanostatic  charge  and  discharge  in  the  voltage 
range  of  0.005-3.0  V. 

3.  Results  and  discussion 

The  phase  purity  of  the  products,  obtained  through  the  hydro- 
thermal  process  at  120  °C  for  5  h  with  a  molar  ratio  of  NH4F:Co(N03)2 


(^nh4F:Co(no3)2  =  3:1),  was  characterized  by  the  powder  X-ray 
diffraction  (XRD)  technology  (Supplementary  data,  Fig.  SI  a).  All  the 
diffraction  peaks  can  be  well  indexed  to  the  orthorhombic  cobalt 
hydroxide  carbonate,  Co(C03)o.5(OH) -0.11^0  (JCPDS  card  No.  48- 
0083).  No  peaks  from  other  possible  phases,  such  as  Co(OH)2  and 
C0CO3,  can  be  detected.  The  weak  diffraction  intensities  indicate  that 
the  sample  is  not  well  crystallized.  The  low-  and  high-magnification 
field  emission  scanning  electron  microscopy  (FESEM)  images 
(Fig.  la-c)  show  that  the  as-prepared  Co(C03)o.5(OH) -0.11^0 
sample  consists  of  uniform  hierarchical  urchin-like  spheres  with 
diameters  of  5-10  pm,  which  are  assembled  from  radially  oriented 
ID  structures.  Interestingly,  seen  from  an  incomplete  sphere  (Fig.  Id 
and  inset  in  Fig.  le),  the  core  of  this  urchin-like  assembly  is  hollow 
with  typically  1-2  pm  in  diameter,  and  the  building  blocks  (ID 
structures)  are  nanowires  with  typically  lengths  of  3-5  pm.  A 
transmission  electron  microscopy  (TEM)  image  taken  from  the  edge 
of  an  urchin,  as  shown  in  Fig.  le,  suggests  that  these  nanowires  are 
needle-like  with  widths  of 200-300  nm  at  the  front  part,  ~  100  nm  at 
the  middle  part  and  20-50  nm  at  the  tip,  indicating  characteristic  of 
the  lateral  growth  during  their  formation.  High-magnification  TEM 
image  (Fig.  If)  reveals  that  there  are  many  nanopores  of  2-8  nm  in 
the  nanowires.  The  high  resolution  (HR)  TEM  observation  (Fig.  lg) 
indicates  that  the  nanowires  are  single  crystalline  with  the  long  axis 
of  the  nanowires  oriented  along  <010>  direction.  The  observed 
interfringe  spacing  of  0.88  nm  corresponds  well  to  the  {100}  planes  of 
orthorhombic  Co(C03)o.5(OH)  0.11H20  (JCPDS  card  No.  48-0083). 

To  reveal  the  growth  process  of  such  interesting  hierarchical 
urchin-like  Co(C03)o.5(OH) -0.11^0  hollow  spheres,  time- 
dependent  experiments  were  carried  out.  At  an  early  stage  (reac¬ 
tion  time  =  2  h),  numerous  nanoparticles  with  sizes  of  20-50  nm 
formed  (Fig.  2a).  After  reaction  for  3  h,  solid  spheres  (~2  pm  in 
diameter)  with  small  nanorods  on  the  surfaces  were  obtained 
(Fig.  2b).  As  the  reaction  time  prolonged  to  4  h,  the  spheres  became 
larger  (3-4  pm  in  diameter),  and  the  nanorods  on  the  surfaces 
grew  longer  and  denser  (Fig.  2c).  In  addition,  the  interior  of  spheres 
changes  to  hollow  with  typically  ~400  nm  in  diameter  (Fig.  2d). 
After  5  h,  uniform  urchin-like  hollow  spheres  formed  (Fig.  la-b). 
Further  increasing  the  reaction  time  to  6  h,  we  found  that  the 
urchin-like  structure  collapsed  due  to  complete  dissolution  of  inner 
core  (Supplementary  data,  Fig.  S2).  On  the  basis  of  above  observa¬ 
tions,  a  plausible  mechanism  for  the  template-free  synthesis  of  the 
Co(C03)o.5(OH)  0.11H20  hollow  urchins  is  proposed  (Fig.  3).  In  the 
initial  stages,  many  nanoparticles  formed  and  spontaneously 
aggregated  into  large  spheres  to  minimize  the  overall  surface 
energy  of  the  system.  Subsequently,  short  nanorods  were  grown  on 
the  surfaces  due  to  their  propensity  for  one-dimensional  growth 
[42,43].  As  the  reaction  proceeded  further,  the  inner  core  was  dis¬ 
solved  to  assist  crystal  growth  of  outer  surface  of  short  nanorods  to 
large  needle-like  nanowires  through  Ostwald  ripening. 

Interestingly,  when  increased  the  /nh4F:Co(no3)2  to  10:1,  the 
morphologies  of  the  precursors  transformed  from  urchin-like 
hollow  spheres  to  hexapods  with  sizes  of  5-8  pm  (Supplementary 
data,  Fig.  Sib  for  additional  XRD  and  Fig.  S3  for  FESEM  character¬ 
ization),  and  the  yield  of  the  product  is  low.  It  is  probably  due  to  the 
corrosive  behavior  of  the  HF  (NH4F  +  H2O  ->  NH3  H2O  +  HF) 
[44,45].  Excessive  HF  not  only  corrodes  the  Co(C03)o.5(OH) -0.11^0 
formed  but  also  hinders  the  nucleation  and  crystal  growth  by 
forming  CoF^x  2)  complexes  [43]. 

Subsequent  thermal  treatment  of  urchin-like  Co(C03)o.5(OH)- 
0.11  H2O  hollow  spheres  in  air  at  400  °C  for  2  h  led  to  the  formation 
of  cobalt  oxide,  and  its  crystal  structure  was  investigated  by  XRD 
(Fig.  4a).  All  the  diffraction  peaks  can  be  indexed  as  cubic  phase 
C03O4  with  a  space  group  of  Fd3m  (JCPDS  card  no.  42-1467)  [1  ].  No 
impurities,  such  as  precursor  compounds,  have  been  detected. 
FESEM  images  (Fig.  4b-c)  indicate  that  the  urchin-like  sphere 
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Fig.  1.  (a-c)  FESEM  images  at  different  magnifications  for  the  hierarchical  urchin-like  Co(C03)o.5(OH)-0.11H20  spheres  prepared  with  /nh4F:Co(no3)2  =  3  : 1.  (d)  An  incomplete 
sphere  showing  a  hollow  interior,  (e)  A  detailed  TEM  observation  of  the  urchin-like  sphere,  (f)  An  individual  nanowire  of  Co(C03)o.5(OH)  0.11H20  (TEM  image),  (g)  An  HR-TEM 
image  of  lattice  fringes. 


configuration  of  the  precursors  is  retained  during  the  thermal 
treatment  process.  As  seen  from  low-magnification  TEM  image 
(Fig.  4d),  the  core  of  the  urchin  is  still  hollow.  The  magnified  TEM 
images  in  Fig.  4e-f  clearly  indicate  that  each  building  block  (C03O4 
nano  wire)  is  composed  of  many  interconnected  C03O4  nanocrystals 
with  the  sizes  of  10-50  nm,  resulting  from  the  recrystallization 
process  from  Co(C03)o.5(OH) -OTITIC).  These  urchins  were  not 
destroyed  even  after  half  hour  sonication  process  as  illustrated  by 
the  TEM  observation,  suggesting  that  they  are  mechanically  robust. 
The  C03O4  nanoparticles  possess  good  crystallinity  (Fig.  4g),  dis¬ 
playing  clear  lattice  fringes  with  a  spacing  of  0.46  nm,  which  is 
indexed  to  the  {111}  planes  of  C03O4  crystals  (JCPDS  card  no. 
42-1467).  Similarly,  C03O4  hexapods  were  obtained  by  thermal 
annealing  of  Co(C03)o.5(OH)0.11H20  hexapod  precursors 
(Supplementary  data,  Fig.  S4). 

To  evaluate  the  Li-ion  storage  properties  of  the  hierarchical 
urchin-like  C03O4  hollow  spheres,  a  series  of  electrochemical 


measurements  were  carried  out  at  room  temperature  based  on 
a  coin-type  half  cell  configuration  [46-48].  Fig.  5a  shows  galva- 
nostatic  charge-discharge  voltage  profiles  of  the  urchin-like  C03O4 
hollow  spheres  electrode  between  0.005  and  3.0  V  at  a  current 
density  of  90  mA  g-1  (0.1  C).  The  profiles  are  very  similar  to  those 
reported  previously  [1],  indicating  the  same  electrochemical 
pathway.  During  the  first  discharge  (Li+  intercalation),  there  are 
two  well-defined  voltage  plateaus  at  around  1.2  and  1.0  V,  corre¬ 
sponding  to  the  conversion  of  C03O4  to  an  intermediate-phase 
CoO  (or  LixCo304)  and  then  to  metallic  Co,  respectively 
(i.e.,  C03O4  +  8Li+  +  8e~  -►  4U2O  +  3Co)  [1].  The  first  discharge 
capacity  is  ~1420  mAh  g-1  with  a  contribution  of  about 
810  mAh  g_1  from  above  plateau  region,  which  is  comparable  to  the 
theoretical  capacity  of  C03O4  (890  mAh  g_1).  The  extra  capacity 
(~610  mAh  g-1)  mainly  comes  from  low-voltage  region  (below 
1  V),  which  is  usually  ascribed  to  irreversible  reactions  (e.g., 
decomposition  of  electrolyte)  to  form  a  solid  electrolyte  interphase 
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Fig.  2.  Morphological  evolution  of  the  hierarchical  urchin-like  Co(CO3)0.5(OH) -0.111-^0  spheres  prepared  at  120  °C  after  different  reaction  times:  2  h  (a),  3.0  h  (b),  and  4.0  h  (c-d). 


(SEI)  layer  and  possibly  interfacial  lithium  storage  (e.g.,  formation  of 
a  polymeric  surface  layer)  [36]  Despite  the  large  irreversible  loss, 
a  high  charge  (Li+  deintercalation)  capacity  of  ~  900  mAh  g  1  is  still 
attained  in  the  first  cycle.  Afterward,  the  following  charge- 
discharge  curves  are  very  similar,  implying  that  the  electro¬ 
chemical  reactions  proceed  into  the  stable  cycling  stages. 

The  charge/discharge  capacities  vs.  cycle  number  at  a  rate  of 
0.1  C  for  urchin-like  C03O4  hollow  spheres  are  shown  in  Fig.  5b. 
The  sample  exhibits  improved  specific  capacities  over  100  cycles. 
It  is  interesting  to  observe  a  marked  increase  in  the  specific 
capacities  during  the  initial  cycles  with  the  maximum  value  of 
~1270  mAh  g  1  during  the  48th  cycle.  Then,  the  specific  capacity 
gradually  decreases  to  ~1190  mAh  g_1  during  the  100th  cycle. 
This  cycling  feature  has  also  been  previously  observed  for  meso- 
porous,  nanowire  and  nanoparticle  C03O4  [49].  The  capacities 
exceeding  the  theoretical  value  are  associated  with  increased 
charge  storage  within  the  polymeric  surface  layer  [36,49].  On  the 
other  hand,  not  all  the  surface  is  covered  by  the  polymer  layer 
during  the  first  discharge  since  the  internal  surface  of  active 
materials  within  the  pores  is  more  difficult  to  access.  Thus,  the 
polymeric  surface  layer  builds  up  slowly,  over  a  number  of  cycles, 
which  results  in  a  marked  increase  of  excess  capacity  over  the  first 


48  cycles.  In  comparison,  the  cycling  performances  of  C03O4 
hexapods  with  sizes  of  5-8  pm  prepared  by  /nh4f:co(no3)2  =  10:1 
was  also  investigated  at  0.1  C.  As  shown  in  Fig.  5b,  the  C03O4 
hexapod  electrode  suffers  from  rapid  capacity  fading.  The 
discharge  capacities  decrease  from  988  mAh  g-1  during  the  first 
cycle  to  166  mAh  g-1  during  the  100th  cycle.  Such  inferior 
properties  can  be  attributed  to  its  bulk  size  without  hierarchical 
structure,  which  results  a  long  diffusion  length  for  lithium  ions 
transportation  from  the  surface  to  the  centre  and  the  central 
active  materials  can  not  contribute  to  the  capacity. 

Good  high-C-rate  performances  are  desirable  in  developing  high 
power/fast  charging  lithium  ion  batteries.  The  performance  of 
C03O4  hollow  urchins  was  also  evaluated  at  high  currents  (Fig.  5c), 
e.g.  from  0.5  to  10  C.  The  C03O4  hollow  urchins  show  high  2nd-cycle 
discharge  capacities  of  878  mAh  g-1,  852  mAh  g-1,  796  mAh  g_1, 
695  mAh  g"1,  565  mAh  g"1  and  433  mAh  g"1  at  1  C,  2  C,  3  C,  5  C,  8  C 
and  10  C  rates,  respectively.  In  contrast,  the  specific  capacities  of 
C03O4  hexapods  drop  rapidly  at  increased  currents  (Fig.  5c).  For 
example,  the  C03O4  hexapods  only  show  a  2nd-cycle  discharge 
capacity  of  184  mAh  g'1  at  5  C.  The  rate  performance  of  C03O4 
hollow  urchins  is  comparable  to  some  of  reported  state-of-art 
electrode,  e.g.,  carbon/Co304  composite  nanospheres  showing 


Fig.  3.  Schematic  illustration  of  the  formation  process  of  the  urchin-like  Co(C03)o.5(OH) -0.111-^0  hollow  spheres. 
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Fig.  4.  The  XRD  pattern  (a)  and  corresponding  FESEM  images  at  different  magnifications  (b,  c)  for  the  urchin-like  Co304  spheres  prepared  through  annealing  the  urchin-like 
Co(C03)o.5(OH)-0.11H20  precursor  in  air  at  400  °C  for  2  h.  (d)  TEM  image  of  an  individual  hollow  sphere,  (e,  f)  A  detailed  view  of  urchin-like  Co304  sphere  (TEM  images),  (g) 
HRTEM  image  of  a  Co304  nanoparticle. 


capacities  of  -400  mAh  g-1  at  2  C  [50],  hierarchical  porous  C03O4 
array  films  delivering  capacities  of  -650  mAh  g-1  at  3  C  [51],  and 
Fe304  nanorods/SWNT  electrode  exhibiting  capacities  of 
-800  mAh  g"1  at  5  C  [52]. 


The  impedance  analysis  was  carried  out  to  further  understand 
the  good  rate  performance  of  the  C03O4  hollow  urchins.  As  shown 
in  Fig.  5d,  the  C03O4  hexapod  anode  show  larger  radius  of  semi¬ 
circle  in  the  Nyquist  plots  as  compared  to  that  of  C03O4  hollow 


x  in  Li  Co,0. 

x  3  4 


Specific  Capacity/mAh  g'1 
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Fig.  5.  (a)  Galvanostatic  charge-discharge  voltage  profiles  of  urchin-like  Co304  hollow  spheres  at  a  current  density  of  90  mA  g  1  (0.1  C).  (b)  Cycling  performances  of  urchin-like 
Co304  hollow  spheres  and  Co304  hexapods  at  a  rate  of  0.1  C.  (c)  Rate  capabilities  of  the  above  two  anodes  at  higher  current  varied  from  0.5  C  to  10  C.  (d)  Electrochemical  impedance 
spectra  of  the  above  two  electrodes  measured  at  the  4th  fully  discharged  state. 
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urchin  electrodes.  The  smaller  radius  of  the  semi-circle  indicates 
lower  charge-transfer  resistances.  The  excellent  electrochemical 
performance  of  C03O4  hollow  urchins  is  believed  to  result  from  its 
unique  hierarchical  architecture  (i.e.,  nano/microstructure).  The 
nano-sized  particles  are  able  to  shorten  Li+  diffusion  paths. 
Meanwhile,  the  void  space  in  the  hollow  urchin  can  accommodate 
the  volume  change  of  the  active  materials  during  charge/discharge 
process;  also  lead  to  fast  infiltration  of  electrolyte  and  effective 
interaction  between  the  electrolytes  and  active  materials. 

4.  Conclusions 

We  have  developed  a  simple  template-free  method  for  the 
synthesis  of  hierarchical  urchin-like  C03O4  hollow  spheres  via 
a  hydrothermal  route  followed  by  a  heat  treatment  process.  The 
growth  process  of  Co(C03)o.5(OH)  0.11H20  hollow  urchin  precur¬ 
sors  has  been  investigated  and  a  plausible  mechanism  is  proposed. 
When  tested  as  the  anode  materials  for  LIBs,  hierarchical  urchin¬ 
like  C03O4  hollow  spheres  exhibit  high  lithium  storage  capacity, 
good  cycling  stability,  and  superior  rate  capability  (e.g., 
433  mAh  g~x  at  10  C). 
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